Potential fragmentation
In most cases, possible reactions of species relevant to wood combustion to produce ions other than [M+H] + in the PTR-ToF mass spectrometer are negligible, however, these reactions can be more considerable in the following cases (the nominal [M+H] + m/z is given in parentheses and only literature results obtained under the most similar instrumental conditions are discussed):
-Ethanol (m/z 47): Reactions to produce ions in addition to [M+H] + are highly dependent on instrumental conditions and do not necessarily correlate with E/N. At an E/N of 142 Td, Baasandorj et al. (2015) found that ~80 to >95% of the signal undergoes dehydration to form m/z 29, whereas Blake et al. (2006) observed only 7% of the signal at m/z 29 at a higher E/N of 165 Td and Buhr et al. (2002) observed ~25% of the signal at m/z 45 and ~4% at m/z 65 at a lower E/N of ~120 Td.
-Isomers of acetic acid/glycolaldehyde (m/z 61):
At an E/N of 142 Td, Baasandorj et al. (2015) found that ~30-50% of acetic acid and ~45 Gueneron et al. (2015) found 46-48% of the signal at m/z 43 and ~10% of the signal at m/z 41 at an E/N of 120 Td.
-Butane-2,3-dione (m/z 87): At an E/N of ~120 Td, Buhr et al. (2002) found ~7% of the signal at m/z 59 and 5% at m/z 88, whereas Karl et al. (2007) found 34% of the signal at m/z 59 and the remainder at [M+H] + at an E/N of ~120 Td.
-Ethyl benzene (m/z 107): At an E/N of 145 Td, Jobson et al. (2010) found that 40% of ethylbenzene fragments to interfere with the benzene signal at m/z 79. Using this fragmentation pattern in the current experiments, if the entire signal at [C 8 H 10 +H] + arises from ethylbenzene, this would result in a negligible overestimate of the benzene signal of less than 1% in experiments 1 and 3-5 and ~2% in experiment 2. a BDL indicates value is below the detection limit, the determination of which is described in the text. b Multiple structural assignments for a given ion correspond to possible isomers. c Uncertainties correspond to one sample standard deviation of the replicates. d Structural assignment based on known products produced during oxidation of aromatics (Bandow et al., 1985; Chan et al., 2009; Praplan et al., 2014) . 
